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GRAFTED FLUOROELASTOMERS

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application 1s a division of application Ser. No.
11/134,098 filed May 20, 2005, now U.S. Pat. No. 7,253,

236, and claims the benefit of U.S. Provisional Application
No. 60/578,592 filed Jun. 10, 2004.

FIELD OF THE INVENTION

This invention relates to grafted fluoroelastomers having
a plurality of monophenol grafting agents bonded to carbon
atoms on the fluoroelastomer, said fluoroelastomers being
resistant to thermally induced pre-vulcanization and sub-
stantially free of nucleophilic endgroups.

BACKGROUND OF THE INVENTION

Fluoroelastomers are well known 1n the art. Many are
copolymers of vinylidene fluoride (VF,) with at least one
other fluorinated comonomer such as hexatluoropropylene
(HEFP), tetrafluoroethylene (TFE), and a perfluoro(alkyl
vinyl ether). Other fluoroelastomers include copolymers of
tetrafluoroethylene with a hydrocarbon olefin such as eth-
ylene or propylene and copolymers of tetrafluoroethylene
with a pertluoro(alkyl vinyl ether).

It 1s sometimes desirable to modily the properties of
fluoroelastomers by grafting molecules onto the main poly-
mer chains or onto side chains. The grafted molecules have
pendant groups that can be employed for further modifica-
tion, crosslinking, or for changing the physical properties
(e.g. T,) ot the fluoroelastomer.

A typical graft involves the reaction of carbon-carbon
double bonds on the fluoroelastomer with a grafting agent
that has a single nucleophilic group (e.g. a “monophenol™)
for reacting with the double bond. An agent having more
than one nucleophilic group could result in crosslinking of
fluoroelastomer chains and 1s not desirable. Grafting agents
typically have one or more pendant groups such as a vinyl,
allyl, acrylate, alkoxysilane, amido, sulfonic acid salt, pyri-
dine, carboxylic ester and carboxylic salt group for modi-
tying the fluoroelastomer properties. The carbon-carbon
double bonds on the elastomer may be present prior to when
the elastomer 1s mixed with the grafting compound, or the
double bonds may be generated by a dehydrofluorination
catalyst (1.e. an accelerator) in the presence of the grafting
compound.

Unfortunately, the grafting process often results 1 an
undesirable pre-vulcanization (1.e. increase 1 Mooney vis-
cosity) of the fluoroelastomer composition that adversely
allects subsequent processing, causing the composition to be
difficult to mix, extrude or mold. The latter 1s sometimes
referred to as “scorch”. This scorch phenomenon 1s a par-
ticular problem when the grafting reaction takes place 1n the
bulk with a substantially dry fluoroelastomer gum.

Caporiccio et al. (U.S. Pat. No. 5,367,023) performed
grafting 1n a dispersion or solution, rather than in the bulk
with a substantially dry fluoroelastomer gum. However, the
resulting grafted fluoroelastomer composition may still
exhibit undesirable pre-vulcanization during further pro-
cessing such as mill mixing, extruding or molding.

Halladay et al. (U.S. Pat. No. 6,838,407 B2) disclose a

room temperature curable fluoroelastomer composition. The
fluoroelastomer 1s grafted 1n the bulk with an agent having
an active hydrogen-bearing group for subsequent crosslink-
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ing with an 1socyanate. Grafting 1s preferably through an
amino group or through a mercapto group. Such grafted
fluoroelastomer compositions may still exhibit undesirable
pre-vulcanization during further processing such as mill
mixing, extruding or molding. Furthermore, amino and
mercapto group graits are undesirable 1 some end use
applications because of the relatively poor hydrolytic sta-
bility of 1mine bonds resulting from amino group grafting
and the limited thermal stability of sulfide bonds resulting
from mercapto group grafting.

An object of the present invention 1s to make a monophe-
nol grafted fluoroelastomer in the bulk, substantially dry
state, wherein both the graftable composition and the result-
ing grafted fluoroelastomer have improved resistance to
thermally induced pre-vulcanization.

SUMMARY OF THE INVENTION

It has been surprisingly discovered that polyhydroxy
curable fluoroelastomers that are substantially free of
nucleophilic endgroups may be graited with a monophenol
in the bulk, substantially dry state, to yield grafted fluo-
roelastomers that have not pre-vulcanized during the graft-
ing process and that are resistant to pre-vulcanization during
subsequent processing such as mill mixing, extruding or
molding. Pre-vulcanization, when present, 1s due to the
reaction of nucleophilic endgroups present on fluoroelas-
tomer chains with carbon-carbon double bonds on fluo-
roelastomer chains that are formed during the grafting
reaction. This reaction yields a gelled, high Mooney viscos-
ity, difficult to process elastomer. Thus, minimizing or
climinating nucleophilic endgroups on the fluoroelastomer,
minimizes or eliminates pre-vulcanization. The level of
nucleophilic endgroups on fluoroelastomers can be difficult
to measure. An indirect measure 1s the rise in Mooney
viscosity that takes place when a graftable or a grafted
composition in which active nucleophilic endgroups are
present 1s tested 1n a Mooney viscometer for 18 minutes at
135° C. after a 1 minute preheat, 1.e. ML(1+18). A fluo-
roelastomer having a Mooney viscosity, ML(1+18) at 135°
C., less than 160 1s substantially free of nucleophilic end-
groups for purposes of this invention.

Accordingly, an aspect of the present invention 1s a
grafted fluoroelastomer, said fluoroelastomer having a plu-
rality of pendant groups bonded to carbon atoms on said
grafted fluoroelastomer through monophenols, said gratted
fluoroelastomer being substantially free of nucleophilic end-
groups and having Mooney viscosity, ML(1+18) at 135° C.,
of less than 160.

Another aspect of the present invention 1s a graftable
fluoroelastomer composition comprising a polyhydroxy cur-
able fluoroelastomer substantially free of nucleophilic end-
groups; a monophenol grafting agent; an accelerator; and an
acid acceptor, said composition having a Mooney viscosity,
ML(1+18) at 135° C., of less than 160.

Another aspect of the present invention 1s a process for
making a grafted fluoroelastomer, said process comprising:

a) mixing in the bulk 1) a polyhydroxy curable fluoroelas-
tomer gum, said fluoroelastomer being substantially free of
nucleophilic endgroups with 11) a monophenol having a
pendant group, 111) an accelerator and 1v) an acid acceptor to
form a graftable fluoroelastomer composition; and

b) heating said graitable composition at a temperature
between 80° C. and 250° C., thereby producing a grafted
fluoroelastomer having a plurality of pendant groups bonded
to carbon atoms on said graited fluoroelastomer through
monophenols, said grafted fluoroelastomer being substan-
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tially free of nucleophilic endgroups and having a Mooney
viscosity, ML(1+18) at 135° C., of less than 160.

In an alternative process of the mvention, steps a) and b)
in the above process may be combined mto a single step
wherein mixing of the ingredients takes place at a tempera-
ture between 80° C. and 2350° C. so that grafting occurs
during mixing.

Another aspect of the present mnvention 1s a process for
making a graited fluoroelastomer from a polyhydroxy cur-
able fluoroelastomer gum, said process comprising:

a) mixing in the bulk, at a temperature between 80° and
250° C., 1) a polyhydroxy curable fluoroelastomer gum, said
fluoroelastomer being substantially free of nucleophilic end-
groups, with 11) an accelerator and 111) an acid acceptor, 1n the
absence ol a grafting agent, to form an unsaturated fluo-
roelastomer composition;

b) mixing 1) said unsaturated tluoroelastomer composition
with 1) a monophenol having a pendant group, 111) an
accelerator and 1v) an acid acceptor to form a graftable
composition; and

c) heating said graitable composition at a temperature
between 80° C.-230° C., thereby producing a graited fluo-
roelastomer having a plurality of pendant groups bonded to
carbon atoms through monophenols, said grafted fluoroelas-
tomer being substantially free of nucleophilic endgroups and
having a Mooney viscosity, ML(1+18) at 135° C., of less
than 160.

Another aspect of the present invention 1s a grafted
fluoroelastomer made by any of the above processes.

DETAILED DESCRIPTION OF TH.
INVENTION

L1l

The present invention 1s directed to processes for making,
a grafted fluoroelastomer having good pre-vulcanization
characteristics and a plurality of pendant groups bonded to
carbon atoms on the fluoroelastomer through monophenol
linkages, preferably to carbon atoms along the main polymer
chain of the elastomer. The grafted fluoroelastomer 1s sub-
stantially free of nucleophilic endgroups. Preferably, the
grafted fluoroelastomer has a weight average molecular
weight (M) of at least 30,000, preferably between 50,000
and 500,000. The grafting process 1s conducted with a
fluoroelastomer that 1s substantially dry, 1.e. contaiming less
than 5 weight percent, preferably less than 1 weight percent,
water or solvent.

Suitable pendant groups include, but are not limited to
vinyl, allyl, acrylate, amido, sulfonic acid salt, pyridine,
carboxylic ester, carboxylic salt groups and hindered silanes
that are aliphatic or aromatic tri-ethers or tri-esters. These
pendant groups do not react during the grafting of the
monophenol to the fluoroelastomer. By the term “monophe-
nols having a pendant group” 1s meant an aromatic grafting
agent that has a single —OH group for grafting to the
fluoroelastomer and at least one pendant group (other than
—OH) such as those pendant groups mentioned above.
Monophenols having more than one nucleophilic group are
to be avoided so that undesirable crosslinking of the fluo-
roelastomer does not occur during grafting. In the grafting
reaction, the monophenol 1s bonded, through its oxygen
atom, to carbon atoms on the fluoroelastomer at unsaturated
sites where a polyhydroxy curative would normally react.
Graftable compositions of this mvention typically contain
0.1 to 75 parts by weight of grafting agent per hundred parts
fluoroelastomer (1.e. 0.1 to 75 phr), preferably 1 to 5 phr.

Specific examples of monophenols having a pendant
group include, but are not limited to allylic monophenols
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such as 2-methoxy-4-allyl phenol (eugenol); 2-allylphenol;
2,5-diallylphenol; p-acetamidophenol; m-hydroxy-N-me-
thylacetanilide; p-hydroxymethylbenzoic acid phenyl ester;
hydroxybenzoic acid phenylesters; 3-hydroxy-2-naphthoic
acid phenyl ester; monoacrylate esters of bisphenols, dihy-
droxybenzenes or dihydroxynaphthalenes such as the
monoacrylate ester of 1,2- or 2,3-dihydroxynaphthalene;
vinyl phenols such as 4-hydroxystyrene; and monoallyl
cthers or monovinyl ethers of a dihydroxy aromatic such as
the monovinyl or monoallyl ethers of bisphenol AF.

Fluoroelastomers that are suitable for use 1n this invention
are those that are polyhydroxy curable. By “polyhydroxy
curable” 1s meant fluoroelastomers which are known to
crosslink with polyhydroxy curatives such as bisphenol AF.
Such fluoroelastomers include those having a plurality of
carbon-carbon double bonds along the main elastomer poly-
mer chain and also fluoroelastomers which contain sites that
may be readily dehydrofluormmated. The latter fluoroelas-
tomers 1nclude, but are not limited to those which contain
adjacent copolymerized units of vinylidene fluoride (VF,)
and hexafluoropropylene (HFP) as well as fluoroelastomers
which contain adjacent copolymerized units of VF, (or
tetratluoroethylene) and a fluorinated comonomer having an
acidic hydrogen atom such as 2-hydropentatluoropropylene;
1 -hydropentatluoropropylene; trifluoroethylene; 2,3,3,3-tet-
rafluoropropene; or 3,3,3-trifluoropropene. Preferred tluo-
roelastomers include the copolymers of 1) vinylidene fluo-
ride  with  hexafluoropropylene  and,  optionally,
tetrafluoroethylene (TFE); 1) vinylidene fluoride with a
pertluoro(alkyl vinyl ether) such as perfluoro(methyl vinyl
cther), 2-hydropentafluoroethylene and optionally, tetrafluo-
roethylene; 111) tetrafluoroethylene with propylene and 3,3,
3-trifluoropropene; and 1v) ethylene with tetrafluoroethyl-
ene, perfluoro(methyl wvinyl ether) and  3,3,3-
tritluoropropylene.

Fluoroelastomers are generally prepared by free radical
emulsion or suspension polymerization. The polymeriza-
tions may be carried out under steady-state conditions.
Alternatively, batch, and semi-batch processes may be
employed. Preferably, the polyhydroxy curable fluoroelas-
tomers employed 1n this invention have an M 6 of at least
30,000, most preferably between 50,000 and 500,000.

In order to make a grafted fluoroelastomer 1n the dry, bulk
state (1.e. containing less than 5 (preferably less than 1)
welght percent water or solvent), wherein the graited fluo-
roelastomer has a Mooney viscosity (large rotor, 133° C.) of
less than 160 after a 1 minute preheat and 18 minutes of
mixing, 1t 1s 1mportant that the polyhydroxy curable fluo-
roelastomer be substantially free of nucleophilic endgroups.
Otherwise, 1t has been discovered that nucleophilic end-
groups present on the fluoroelastomer chains react with
some of the carbon-carbon double bonds on the fluoroelas-
tomer during the grafting reaction or 1n subsequent process-
ing (1.e. mixing, extruding, molding, etc.) to induce unde-
sirable pre-vulcamization. The double bonds are present
cither mitially on the ungrafted fluoroelastomer, or are
generated during the grafting process.

By the term “nucleophilic endgroups” on the fluoroelas-
tomer 1s meant [-fluoroalcohol endgroups, 1.c.
—CF,CH,OH. The amount of nucleophilic endgroups may
be determined by NMR as described hereinafter in the Test
Methods. By “substantially free of nucleophilic endgroups™
1s meant a fluoroelastomer having less than 10 mmoles of
nucleophilic endgroups per kg of fluoroelastomer, prefer-
ably less than 2 mmoles per kg, most preferably less than 1
mmoles per kg fluoroelastomer. Direct determination of
nucleophilic endgroup level can be diflicult. An indirect




UsS 7,342,074 B2

S

measure 1s the rise 1n Mooney viscosity that takes place in
a Mooney viscometer during mixing for 18 minutes at 135°
C. after a 1 minute preheat. Such a rise 1s due to reaction of
nucleophilic endgroups with carbon-carbon double bonds on
fluoroelastomer chains. The smaller the rise 1 Mooney
viscosity that i1s observed during heating for 18 minutes at
135° C., the lower the level of -fluoroalcohol groups on the
fluoroelastomer. Preferably, no rise in Mooney viscosity
occurs. A grafted fluoroelastomer or a graftable fluoroelas-
tomer composition having a Mooney viscosity, ML(1+18) at
135° C., of less than 160, preferably less than 100, 1s defined
as being substantially free of nucleophilic endgroups for
purposes of this invention. The properties of viscosity bro-
ken grafted products (1.e. products that initially had an ML
(1+18)@135° C.>160, but were exposed to high shear 1n
order to reduce the viscosity) are undesirable.

Fluoroelastomers having low or no nucleophilic end-
groups may be produced by a variety of means. For example,
an organic peroxide, rather than an norganic peroxide (e.g.
ammonium persulfate) may be employed as the polymer-
ization 1nitiator. Examples of suitable organic peroxides
include dialkylperoxydicarbonates such as diisopropylper-
oxydicarbonate  (IPP),  di-sec-butylperoxydicarbonate,
di-sec-hexylperoxydicarbonate, di-n-propylperoxydicarbon-
ate, and di-n-butyl peroxydicarbonate; peroxyesters, such as
tert-butylperoxyisobutyrate and tert-butylperoxypivalate;
diacylperoxides, such as dipropionyl peroxide; and di(per-
fluoroacyl)peroxides or di(chlorofluoroacyl)peroxides such
as di(perfluoropropionyl)peroxide and di(trichloro-octatluo-
rohexanoyl)peroxide. Alternatively, the polymerization
reaction may take place in the presence of an organic or
inorganic chlonide salt (WO 2004/000896 Al) to yield
CF,Cl endgroups, rather than nucleophilic endgroups. Simi-
larly, the polymerization reaction may be run in the presence
of a well known chain transfer agent such as an alkyl or
pertluoroalkyl 10dide or duiodide (U.S. Pat. No. 4,243,770),
a hydrocarbon, ether, alcohol, ketone, etc. to control end-
groups.

The resulting emulsions are usually coagulated by addi-
tion of electrolytes. The precipitated polymer 1s washed with
water and then dried, for example 1n an air oven, to produce
a substantially dry fluoroelastomer gum. By substantially
dry 1s meant that the gum contains less than 5 weight percent
(preferably less than 1 weight percent) water or solvent.

At least one accelerator 1s employed in the grafting
process of this mvention to facilitate the grafting. Accelera-
tors 1nclude organo onium compounds (1.€. quaternary
ammonium hydroxides or salts, quaternary phosphonium
hydroxides or salts, and ternary sulfonium hydroxides or
salts) and cyclic amines. Most preferred are quaternary
ammonium salts such as C,;-C, symmetrical tetraalkylam-
monium salts, unsymmetrical tetraalkylammonium salts
wherein the sum of alkyl carbons 1s between 8 and 24 and
benzyltrialkylammonium salts wherein the sum of alkyl
carbons 1s between 7 and 19. Specific examples include
tetrabutylammonium bromide, tetrabutylammomium chlo-
ride, benzyltributylammonium chloride, benzyltriethylam-
monium chlornide, tetrabutylammonium hydrogen suliate
and tetrabutylammonium hydroxide. Also preferred are qua-
ternary phosphonium salts, such as tetrabutylphosphonium
salts, benzyltriphenylphosphonium chloride, tributylal-
lylphosphonium chloride, tributyl-2-methoxypropylphos-
phontum chloride, and benzyldiphenyl(dimethylamino)
phosphonium chloride. Phenolate 1s a preferred anion for the
quaternary ammonium and phosphonium salts. Other suit-
able accelerators include 1,8-diazabicyclo[5.4.0Jundec-7-
ene and 1,5-diazabicyclo[4.3.0]non-5-ene. (Quaternary
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ammonium salts are preferred because they exhibit
enhanced activity in this system. The amount of accelerator
used 1s between 0.1 and 10 parts by weight per hundred parts
fluoroelastomer. Preferably, 0.5-3.0 parts accelerator per
hundred parts fluoroelastomer 1s used.

The grafting reaction 1s also carried out 1n the presence of
at least one acid acceptor such as a metal oxide or metal
hydroxide. Metal oxides or hydroxides which are usetul acid
acceptors 1nclude calcium hydroxide, magnestum oxide,
lead oxide, and calcium oxide. Calcium hydroxide and
magnesium oxide are preferred. The amount of acid acceptor
1s typically between 1 and 20 phr, preferably 3 to 12 phr.

In a grafting process of this invention, a substantially dry
polyhydroxy curable fluoroelastomer that 1s substantially
free of nucleophilic endgroups 1s mixed 1n the bulk with 1)
a monophenol having a pendant group, 11) an accelerator and
111) an acid acceptor to form a graitable fluoroelastomer
composition having a Mooney viscosity (large rotor, 135°
C.) of less than 160 after a 1 minute preheat and 18 minutes
of mixing. The latter graitable composition 1s an embodi-
ment of this invention. The graftable composition 1s prefer-
ably made at a temperature below which grafting may occur,
1.¢. below 80° C. so that the accelerator and acid acceptor are
well dispersed 1n the composition prior to grafting. In the
grafting process, the graitable composition 1s then heated to
a temperature between 80° C. and 250° C. (preferably 130°
C.-200° C.), thereby producing a grafted fluoroelastomer
having a plurality of pendant groups bonded to carbon atoms
on said grafted fluoroelastomer through monophenols. The
graited fluoroelastomer 1s substantially free of nucleophilic
endgroups and has a ML(1+18) at 135° C.<160. It 1s
important that the grafted fluoroelastomer be substantially
free of nucleophilic endgroups so that, during further pro-
cessing, the endgroups do not react with residual carbon-
carbon double bonds to induce pre-vulcanization at elevated
temperatures.

As an alternative to the above process of the invention, the
mixing and heating steps may be combined 1nto a single step
wherein mixing of the ingredients takes place at a tempera-
ture between 80° C. and 250° C., preferably 130° C.-200°

C., so that grafting occurs during mixing.

In another embodiment of the grafting process of the
invention, dehydrofluorination of the fluoroelastomer may
take place first, in the absence of grafting agent. The
unsaturated fluoroelastomer may then be readily grafted.
Such a process comprises a) mixing 1 the bulk, at a
temperature between 80° and 250° C., 1) a polyhydroxy
curable fluoroelastomer gum, said fluoroelastomer being
substantially free of nucleophilic endgroups, with 11) an
accelerator and 111) an acid acceptor, 1n the absence of a
grafting agent, to form an unsaturated fluoroelastomer com-
position; b) mixing, preferably at a temperature below 80°
C., 1) said unsaturated fluoroelastomer composition with 11)
a monophenol having a pendant group, 111) an accelerator
and 1v) an acid acceptor to form a graitable composition; and
c) heating said graftable composition at a temperature
between 80° C.-2350° C., thereby producing a grafted fluo-
roelastomer having a plurality of pendant groups bonded to
carbon atoms through monophenols, said grafted fluoroelas-
tomer being substantially free of nucleophilic endgroups and
having a Mooney viscosity, ML(1+18) at 133° C., of less
than 160.

In all of the processes of the mvention, preferably the
graiting reaction takes place while the graitable composition
1s being gently mixed, such as 1n a twin screw extruder at
150 rpm. This yields a more uniform gratted product.
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Gratted fluoroelastomer compositions prepared by any of
the above grafting processes are also embodiments of the
invention.

Optionally, additives generally used in rubber processing
may be present during the graiting reaction or incorporated
afterwards. Such additives include curatives, process aids,
and fillers such as carbon black, fluoropolymer micropow-
ders and mineral powders. However, curative may only be
present during the grafting reaction 1if the curative 1s stable
to the grafting conditions, 1.¢. does not 1nitiate crosslinks
during gratting.

The grafted tluoroelastomers of this invention have utility
in end uses such as injection, compression, or transier
molded seals, o-rings, and gaskets, extruded tubing and
hoses, extruded wire coatings, coatings applied by solvent or
flame spray processes, process aids for polyolefin extrusion,
and others. Grafted fluoroelastomers having unsaturated
pendant groups may be crosslinked via a free radical reac-
tion (radiation or peroxide induced), without the need for a
multifunctional coagent such as triallyl 1socyanurate, and
may require less post cure than similar, non-grafted tfluo-
roelastomers.

The invention 1s now 1illustrated by the following embodi-

ments 1 which all parts are by weight unless otherwise
indicated.

EXAMPLES

Test Methods

Physical properties of the compositions described in the
examples were measured according to the following test
procedures.

Moving Disc Rheometer (MDR) ASTM D35289
Tensile Strength, Tb ASTM 1708
Modulus, M g0 ASTM 1708
Elongation at Break, Eb ASTM 1708
Hardness ASTM D2240
Compression Set-B ASTM D395
Mooney Scorch ASTM D1646

The level of 3-fluoroalcohol (—CF,CH,OH) endgroups
in tluoroelastomers was determined by proton NMR and
expressed as mmoles of (-fluoroalcohol per kg of fluo-
roelastomer. 20.0 mg of fluoroelastomer polymer was dis-
solved in 1.00 ml d°-acetone and 256 scans were run on a
Bruker 500 MHz DRX spectrometer using a 30 sec pulse
delay time to allow complete relaxation before applying the
next 2.55 sec, 90 degree pulse. An internal standard, 3-tri-
fluoromethyl anisole, was used when needed and chemical
shifts were expressed in ppm relative to TMS=0.000. The
actual calculation involved determiming the ratio of the
integral of the two protons on the [3-fluoroalcohol CH,, group
(3.75 ppm) to the sum of the integrals of the two protons on
the CH,, group of copolymerized VF, units (2.50 and 3.25
ppm). This ratio was then multiplied by the number of
millimoles of copolymerized VF, units per kg of fluoroelas-
tomer (known from the level of copolymerized monomers in

the fluoroelastomer being tested) to yield the level of 3-tluo-
roalcohol (—CF,CH,OH) endgroups.

Example 1

Four graftable compositions of the mmvention (Samples
1-4) and a control (Control A) were prepared on a 2-roll

10

15

20

25

30

35

40

45

50

55

60

65

8

rubber mill. The formulations are shown 1n Table 1. Viton®
A 1s an emulsion polymerized (initiated by ammonium
persulfate and sodium sulfite) copolymer of about 60 weight
percent vinylidene fluoride (VF,) units and 40 weight per-
cent hexafluoropropylene (HFP) units, commercially avail-
able from DuPont Dow FElastomers L.L.C.). The level of
3-tluoroalcohol endgroups was determined to be about 30
mmoles per kg fluoroelastomer. Miraflon® FR-3520 (for-
merly available from Asahi Chem) 1s a suspension polymer-

1zed (1mitiated by diisopropyl peroxydicarbonate) fluoroelas-
tomer (made according to U.S. Pat. No. 4,985,520) having
a copolymerized monomer composition similar to that of
Viton® A, but having less than 1 mmole {3-fluoroalcohol
endgroups per kg fluoroelastomer.

-

I'he Mooney viscosity of these compounds was measured
with a large rotor at 135° C. over an 18 minute period after
an 1mtial 1 minute preheat, 1.e. ML(1+18), at 135° C. The
magnitude of the step increase in Mooney viscosity between
2 and 12 minutes was a monotonically increasing function of
the fraction of Viton® A 1n these compounds and represents
the increase 1n scorch. The increase in Mooney viscosity of
Control A was beyond the measurement capability of the
instrument.

TABLE 1
Formulation, Sample Sample
phr1 Sample 1 2 Sample 3 4 Control A
Miraflon FR- 100 90 80 70 0
5520
Viton ® A 0 10 20 30 100
BTPPC” 0.80 0.80 0.80 0.80 0.80
4-t-butyl phenol 1.82 1.82 1.82 1.82 1.82
Ca(OH), 6.0 6.0 6.0 6.0 6.0
Elastomag 3.0 3.0 3.0 3.0 3.0
1707
Net p- <1 3 6 9 30
fluoroalcohol
level on
fluoroelastomer
blend,
mmoles/kg
fluoroelastomer
Rise in Mooney 2.0 13.1 44.7 70.7 >215
viscosity
between 2 and
12 minutes
ML(1 + 18) 56 71 100 128 >160

Iohr is parts weight per hundred parts rubber (i.e. fluoroelastomer)

*benzyltriphenylphosphonium chloride
*MgO available from Akrochem Corp.

Example 2

Graftable compositions of Viton® B (an emulsion poly-
merized tluoroelastomer copolymer of vinylidene fluoride,
hexatluoropropylene and tetrafluoroethylene imtiated with
ammonium persulfate), Viton® B-600 (having isopropyl
alcohol endgroups due to polymerization in the presence of
1sopropyl alcohol chain transfer agent), both fluoroelas-
tomers available from DuPont Dow Flastomers, and a
Viton® B-600 analog modified with methylethyl ketone
(MEK), rather with than 1sopropyl alcohol, were compared
to determine the relative scorch tendencies of a series of
polymers that have decreasing levels of —CF,CH,OH end-
groups, but the same overall composition and similar
molecular weight and molecular weight distribution. ML(1+
18) @ 135° C. was measured. Also, the scorch tendencies
were assessed by measuring the Mooney viscosity at 135° C.
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for 60 minutes using the small rotor that 1s usually employed
for a Mooney scorch measurement. The standard Mooney
scorch test employing the small rotor was not used because
the method automatically stops the test after only a 15
Mooney unit rise and larger increases were encountered. The
following formulations were mill mixed and subjected to the
modified Mooney viscosity test, recording the step change in
viscosity that occurred between 6 and 18 minutes. Formu-
lations and scorch results are shown 1n Table II. Samples 5-6
are graftable compositions of the mnvention while Control B
had too high a level of nucleophilic endgroups. As measured
by the NMR test method, the 4-fluoroalcohol level of the
fluoroelastomers was: Viton® B 14 mmoles per kg fluo-
roelastomer, Viton® B-600 1.4 mmoles per kg fluoroelas-
tomer and the MEK analog not measured, but less than 1.4
mmoles/kg.

TABLE 11
Formulation, phr Control B Sample 3 Sample 6
Viton ® B 100 0 0
Viton ® B-600 0 100 0
MEK modified 0 0 100
fuoroelastomer
Tetrabutylammonium 0.70 0.70 0.70
hydrogen sulfate
Elastomag 170 3.0 3.0 3.0
Eugenol? 4.0 4.0 4.0
Rise i Mooney 85 57 39
viscosity between 6
and 18 minutes
ML(1 + 18) at 135° C. >160° 82 39

IFor ease of mixing, eugenol was not added neat, but as 2.0 g eugenol

adsorbed onto 2.0 g of an inert substrate (Microcel E)
“Broke loose from rotor, so could not be accurately measured

Example 3

This example demonstrates the attachment of a monophe-
nol to the polymer and establishes the existence of a soluble,
grafted composition based on a fluoroelastomer with very
tew P-tluoroalcohol endgroups. Using a 2-roll rubber mill,
100 g Dai-el G-902 (a fluoroelastomer commercially avail-
able Daikin having the approximate composition 33 wt. %
vinylidene fluoride, 43 wt. % hexatluoropropylene and 24
wt. % tetratluoroethylene), 2.07 mmoles of a tetrabutylam-
monium salt accelerator, 18.3 mmoles of 4-t-butyl phenol,
3.0 g Ca(OH), and 3.0 g Elastomag 171 (MgO) were
intimately mixed. The resulting compound was then treated
in a Haake internal mixer for 10 minutes at 170° C. The
resulting composition remained free of gelation and was
soluble 1n acetone, except for the mmorganic bases. A 7%
(weight per volume) solution of this composition was pre-
pared in acetone and then gradually precipitated with excess
1sopropanol, which 1s a solvent for 4-t-butyl phenol, but a
non-solvent for the fluoroelastomer. The precipitated poly-
mer was thoroughly dried and a small portion of 1t was
dissolved in d°-acetone to prepare a sample for H-NMR
analysis. The NMR spectrum clearly showed a strong
absorption at 1.30 ppm relative to tetramethyl silane, clearly
indicating the presence of nine equivalent methyl protons of
the t-butyl group of the phenol and their attachment to the
polymer because of their partitioning with the polymer 1n the
precipitation process which would have separated any non-
grafted 4-t-butyl phenol. The efliciency of the grafting
process was high. Over 79% of the 4-t-butyl phenol that was
present 1n the composition aiter the Haake treatment was
present 1n the precipitated polymer. This was determined by
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comparing the NMR spectra of the Haake product with that
of the product subsequently purified by precipitation from
acetone with excess 1sopropanol.

Example 4

This example shows the utility of a eugenol-grafted
fluoroelastomer that can be rendered peroxide curable with-
out the use of a traditional radical trap or so-called coagent,
such as triallylisocyanurate.

A fluoroelastomer containing copolymerized units of tet-
rafluoroethylene (TFE), propylene (P) and vinylidene fluo-
ride (VF,) was prepared by semi-batch emulsion polymer-
1zation, carried out at 60° C. 1n a well-stirred reaction vessel.
A 33-Iiter, horizontally agitated reactor was charged with 23
liters of deionized, deoxygenated water, 115 g of Foratac
1033D surfactant and 10.4 g of sodium hydroxide. The
reactor was heated to 60° C. and then pressurized to 2.07
MPa with a mixture of 40.0 wt. % TFE, 58.0 wt. % VF,, and
2.0 wt. % propylene. A 274 ml sample of a 10% ammonium

persulfate/1.75% sodium hydroxide initiator solution was
then added. A mixture of 56.7% wt. % TFE, 32.2 wt. % VF,,

and 11.1 wt. % propylene was applied to the reactor to
maintain a pressure of 2.07 MPa throughout the polymer-
ization. The imitiator solution was fed continuously at 5
ml/hour until monomer feed was discontinued. After 80 g of
monomer mixture had been consumed, 28 g of mixed
duodides (I-—(CF,) —I, where n 1s 4, 6, and 8) was fed to
the reactor. After 3500 g of monomer mixture had been
consumed, 4-10do-3,3.,4.4-tetrafluorobutene (ITFB) was
continuously fed at a ratio of 7.5 ml per 3000 g of monomer
mixture until a total of 10 ml had been fed. After a total of
8000 g monomer mixture was supplied to the reactor,
monomer addition was discontinued and the reactor was
purged of residual monomer. The total reaction time was 23
hours. The resulting emulsion was coagulated by addition of
aluminum sulfate solution and washed with deionmized water.
The polymer crumb was dried for two days at 60° C.
Mooney viscosity, ML-10 (121° C.), was 34. Total 1odides
in the fluoroelastomer was 0.247 wt. % and the levels of
TFE, P and VF, were 56.6 wt. %, 11 wt. % and 32 wt. %,
respectively. This fluoroelastomer 1s not directly peroxide
curable 1n the absence of a radical trap such as triallyliso-
cyanurate.

The fluoroelastomer was grafted with eugenol (a
monophenol having an allyl pendant group) and then cured
with an organic peroxide, i the absence of a coagent.
Gralting was performed by compounding on a rubber mill
100 g of fluoroelastomer with 0.75 g tetrabutylammonium
hydrogen sulfate (TBAHS), 2.0 g eugenol on 1.0 g Microcel
E carrier, 6.0 g Ca(OH), and 6.0 g Elastomag 170 (MgQO).
The resulting composition was then treated in a Haake
internal mixer for 4 minutes at 177° C. during which time
the grafting reaction occurred. 95 g of the grafted product
was then mill mixed with 2.46 g Luperco 101-XL peroxide
(available from Pennwalt Corporation) and 24.6 g MT
carbon black. Curing characteristics of the resulting com-
position were then measured i 24 minute MDR tests at
177°, 190° and 200° C. (Table III). There was no cure
response (1.€. no rise in torque (S)) 1n a similar composition
that omitted eugenol, 1.e. a composition that had not been
grafted with a monophenol having an allyl pendant group.
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TABLE 111

Peak Rate,
MDR S i S s ts2, tc30, tc90, dN - m/
Temperature dN-m dN-m mnutes minutes minutes  minute
177° C. 2.58 28.68 0.67 2.18 7.87 9.72
190° C. 2.80 27.57 0.52 1.03 3.13 22.73
200° C. 2.68 24.90 0.40 0.65 1.36 38.67

Tensile properties were measured on slabs that had been
press cured at 190° C. for 15 minutes and then post cured in
an air oven at 200° C. for 70 hours. Compression set was
measured on pellets that had been cured under the same
conditions as the slabs. Results are shown 1n Table IV.

TABLE IV
M, 00 9.86 MPa
Tb 17.2 MPa
Eb 152%
Compression Set, 70 hours at 17%
200° C.

Example 5

This example demonstrates that a bisphenol curable fluo-
roelastomer that 1s not curable by organic peroxide prior to
grafting, can be graited with eugenol and then be peroxide
cured 1n the absence of a co-agent. The fluoroelastomer was
a copolymer of ethylene, tetrafluoroethylene, perfluoro(m-
cthyl vinyl ether) and 3,3,3-trifluoropropene that was pre-

pared substantially according to Example 2 of U.S. Pat. No.
6,664,339 B2.

100 g of the fluoroelastomer was mill compounded with
1.3 g tetrabutylammonium hydrogen sulfate (TBAHS), 9.0
g Ca(OH), and 2.65 g eugenol on 1.32 g Microcel E support.
This compound was statically heat treated n a 121° C. press
for 15 minutes as a 0.25 inch thick slab. 62.1 g of the heat
treated composition was them mill mixed with 1.55 g
Luperco 101-XL peroxide and subjected to MDR (24 min-
utes at 177° C.) and Mooney scorch (30 minutes at 121° C.)
tests. Results are shown 1n Table V. A similar composition
wherein the fluoroelastomer was not grafted with eugenol
showed no cure response.

TABLE V
Mooney Scorch
Minimum viscosity 48.3 MU'
Ts3 9.1 minutes
Viscosity at 30 minutes 57 MU
Curing Characteristics
S in 1.45 dN - m
S ax 22.1 dN - m
ts2 0.55 minutes
tc50 2.54 minutes
tc90 10.55 minutes
Peak rate 6.09

MU is Mooney units
Example 6

This example shows the difference 1n processability and
cure response between two dipolymers that differ grossly 1n
theirr {3-fluoroalcohol endgroup content. As reported in
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Example 1, Viton® A has 30 mmoles of —CF,CH,OH ends
per kg of fluoroelastomer and Miraflon FR-5520 has an
undetectable level (<1 mmoles/kg fluoroelastomer) as mea-
sured by proton NMR. Graitable compositions containing
cach fluoroelastomer were made by mill compounding 200
g of fluoroelastomer with 1.00 g TBAHS, 6.0 g Ca(OH),, 6.0
g Elastomag 170 (MgO) and 6.00 g eugenol on 3.0 g
Microcel E support. These compositions were then heat
treated 1n a Haake internal mixer for 10 minutes at 15° C.
The resulting grafted compositions, after addition of 3.0 phr
Luperco 101-XL peroxide on a rubber mill, were then tested
for processability by subjecting them to a Mooney scorch
test for 30 minutes at 121° C. and by an MDR measurement
at 177° C. for 24 minutes. Results are shown 1n Table VI.
Control C was the grafted Viton® A composition. Sample 7
of the invention was the grafted Miratlon FR-5520 compo-

s1t10n.
TABLE VI
Control C Sample 7

Mooney Scorch
Minimum viscosity, MU 65 43
Ts3, minutes 6.5 14
Ts18, minutes 16 =30
Viscosity at 30 >83 47
minutes, MU
MDR
S .., AN - m 1.6 1.1
S o, AN - m 4.9 13.3
ts2, minutes 14.4 1.2
tc50, minutes 9.13 2.57
tc90, minutes 20.87 8.65
Peak rate, 0.41 4.04
dN - m/minute

Example 7

The fluoroelastomer employed in this example was
Viton® GF-300S, contamming copolymerized units of
vinylidene fluoride, hexafluoropropylene and tetratluoroet-
hylene and having 10dide endgroups. The level of [3-fluoro-
alcohol groups was determined by proton NMR to be less
than 0.6 mmoles per kg of fluoroelastomer.

On a two roll rubber mill, 100 g Viton® GF-300S was
mixed with 0.60 g TBAHS, 3.0 g Ca(OH),, 3.0 g Elastomag
170 (MgO) and 1.59 g 2-allyl phenol on 1.0 g Microcel-E
support. This graftable composition was then heated 10
minutes at 135° C. as a 0.25 inch (0.64 cm) thick slab 1n a
press to produce the fluoroeclastomer grafted with allyl
phenol. The entire heat treated composition was then mall
compounded at ambient temperature with 3.0 g Luperco
101-XL peroxide and subjected to a 24 minute MDR test at
177° C. The MDR response was rapid and substantial,
giving an S, . ol 0.20dN-m, S of 8.24 dN-m, ts2 of 1.01

minutes, tc50 of 1.30 minutes, tc90 of 3.19 minutes, and a
peak rate of 7.10 dN-m/minute.

Example 8

In this example, a graitable composition of the imnvention
(Sample 8) and a control composition absent grafting agent
(Control D) were prepared. The fluoroelastomer employed
was Viton® B-600. First, fluoroelastomer, Elastomag 170
(MgQO), Ca(OH),, and tetrabutylammomum hydrogen sul-
fate (TBAHS) were mntimately mixed on a room temperature
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mill. After removal from the mill in sheet form, the com-
pounds were granulated and blended with the approprnate
amount of eugenol. Formulations are shown 1n Table VII.

TABLE VII

Formulation, phr Control D Sample 8
Viton ® B-600 100 100
Elastomag 170 3 3
Ca(OH), 3 3
TBAHS 0.7 0.7
Eugenol? 0 4
ML (1 + 18) @135° C. 59.1 130.9

12 g eugenol on 2 g Microcel E silica support

The grafting reaction was run on a twin screw extruder.
The twin screw extruder was a 28 mm, co-rotating, fully
intermeshing design with four temperature control zones.
Compound may be fed to the extruder using a weight loss
teeder, or by using a “flood feeding” technique 1n which the
material entry point to the screws 1s continuously covered
with feed material. Compound exits the extruder through a
2-hole strand die onto a cooled belt. Volatiles are removed
from the compound through a vacuum port approximately
s1X screw diameters upstream from the die.

The compositions 1n Table VII were processed through
the twin screw extruder under the following conditions:

temperature profile, from feed to exit (° C.) 160, 160, 200,

200 150 rpm screw speed

Feeding technique: flood feeding

After extrusion, Control D and grafted Sample 8 were mill
mixed with 2 phr of 2,5-dimethyl-2,5-di(t-butylperoxy)hex-
ane (DBPH, Aldrich). Curing characteristics, measured by
MDR at 177° C., 0.5° arc for 24 minutes, are 1n Table VIII.
Only the grafted composition of the mvention (Sample 8')
showed curing with the peroxide as evidenced by the rise 1n
torque (S, —S

miﬂ)‘

TABLE VIII

Control D’ Sample &'
S AN - m 0.5 1.81
Siaxe AN - M 0.51 8.02
Example 9

Fluoroelastomers employed in this example were a)
Viton® A-500 (a copolymer of vinylidene fluoride and
hexafluoropropylene having a p-fluoroalcohol level of 21
mmoles/kg tluoroelastomer), b) Viton® B-600 as described
above, ¢) Viton® GF-300S as described above and d)

FKM-1, a copolymer of tetratluoroethylene, propylene and
3,3, 3-trifluoropropene that was prepared substantially
according to Example 2 of U.S. Pat. No. 6,703,450 B2. The
level of (-fluoroalcohol groups on FKM-1 was not mea-
sured, but should be <0.6 mmoles/kg fluoroelastomer since
the elastomer does not contain VF, units.

Gratitable compositions were made by the same method as
in Example 8. Formulations and ML(1+18) at 135° C. of the
graftable compositions are shown in Table IX. These for-
mulations were grafted on a twin screw extruder as
described in Example 8. Twin screw extrusion conditions
were as follows:

For Control E, Samples 9 and 10:

temperature profile, from feed to exit (° C.) 160, 170, 170,

170 150 rpm screw speed

Feeding technique: tlood feeding
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For Sample 11:

temperature profile, from feed to exat (° C.) 140, 140, 140,
140 100 rpm screw speed

Feed rate: 30 g/min

The results in Table IX show that the non-inventive
graftable composition Control E results in an intractably
high viscosity after grafting. Its viscosity was more than four
times the viscosity of pure, ungrafted Viton® A-3500 gum
(ML(1+10)@ 121° C. 1s 51.8). By contrast, the viscosity of
grafted Sample 9 was only about 35% higher than the
viscosity of ungrafted Viton® B-600 (ML (1+10)@ 121° C.
of 67.3) due to the much lower p-tfluoroalcohol content of

B-600 as compared to A-500. The viscosity increases upon
grafting of Viton® GF-300S (ungrafted ML(1+10) @121°

C. of 25.8) and FKM-1 (ungrafted ML(1+10)@121° C. of
55.0) in Samples 10 and 11, respectively, was even smaller,
about 15% and 13% respectively, corresponding with the
very low [3-fluoroalcohol content of these polymers.

TABLE IX
Formulation,
phr Control E Sample 9 Sample 10 Sample 11
Viton ® A-500 100 0 0 0
Viton ® B-600 0 100 0 0
Viton ® GF- 0 0 100 0
3008
FKM-1 0 0 0 100
Elastomag 9 9 9 3
170
Ca(OH), 0 0 0 6
TBAHS 0.4 0.4 0.4 1.0
Eugenol? 4 4 4 4
ML(1 + 18) 163.5 76.4 19.8 48.5
wl135° C.
ML(1 + 10) >2227 91.4 29.7 62
wl21° C.
after grafting
on the twin

SCICW

12 g eugenol on 2 g Microcel-E support
2 ' ' '
exceeded torque limit of the instrument

The cure response of twin screw graited Samples 9-11
after mill mixing with 2 phr DBPH are shown 1n Table X. To
show the improvement in cure response that 1s due to
performing the grafting process while mixing (e.g. 1n an
extruder) vs. cure response of similar compositions that
were grafted under a lower shear environment, the granu-
lated versions of graftable compositions Samples 9 and 10
(1.e. not extruded) were mill mixed with 2 phr DBPH and
tested for cure response. These latter compositions are
labeled Samples 9M and 10M, respectively 1n Table X.

TABLE X
Sample Sample Sample Sample
Sample 9 10 oM 10M 11

S i AN * M 1.74 0.33 0.97 0.25 1.39
S maxs 8.41 5.11 6.22 1.99 13.39
dN - m
Tc50, 2.1 1.47 8.49 2.1 2.03
minutes

The results 1n Table X indicate that inventive composi-
tions Samples 9, 9M, 10, 10M and 11 all show usetul levels
of peroxide cure response. Mill grafted Samples 9M and
10M cured more slowly and to lower levels of torque than
the corresponding twin screw grafted compositions. Sample
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11 shows that VF, need not be present in the polymer
backbone, as long as a phenol reactive moiety 1s present
such as 3,3,3-trifluoropropene.

What 1s claimed 1s:

1. A graited fluoroelastomer, said fluoroelastomer having
a plurality of pendant groups bonded to carbon atoms on said
graifted fluoroelastomer through monophenols, said grafted
fluoroelastomer being substantially free of nucleophilic end-
groups and having a Mooney viscosity, ML(1+18) at 135°
C., of less than 160.

2. A grafted fluoroelastomer of claim 1 wherein said
pendant groups are selected from the group consisting of
vinyl, allyl, acrylate, amido, sulfonic acid salt, pyridine,
carboxylic ester and carboxylic salt groups.

3. A grafted fluoroelastomer of claim 1 wherein said
fluoroelastomer 1s selected from the group consisting of
copolymers of 1) vinylidene fluoride with hexatluoropropy-
lene; 11) vinylidene fluoride with hexafluoropropylene and
tetrafluoroethylene; 1) vinylidene fluoride with a perfluoro
(alkyl vinyl ether), 2-hydropentafluoroethylene and tet-
rafluoroethylene; 1v) tetratfluoroethylene with propylene and
3.3, 3-trnifluoropropene; and v) ethylene with tetratluoroeth-
ylene, perfluoro(methyl vinyl ether) and 3,3,3-trifluoropro-
pylene.

4. A graftable fluoroelastomer composition comprising a
polyhydroxy curable fluoroelastomer substantially free of
nucleophilic endgroups; a monophenol grafting agent; an
accelerator; and an acid acceptor, said composition having a
Mooney viscosity, ML(1+18) at 135° C., of less than 160.

5. A graiftable fluoroelastomer composition of claim 4
wherein said fluoroelastomer 1s selected from the group
consisting of copolymers of 1) vinylidene fluoride with
hexafluoropropylene; 11) vinylidene tfluoride with hexatluo-
ropropylene and tetrafluoroethylene; 1) vinylidene fluoride
with a pertluoro(alkyl vinyl ether), 2-hydropentatluoroeth-
ylene and tetrafluoroethylene; 1v) tetratluoroethylene with
propylene and 3,3,3-trifluoropropene; and v) ethylene with
tetrafluoroethylene, perfluoro(methyl vinyl ether) and 3,3,3-
tritfluoropropylene.

6. A graftable fluoroelastomer composition of claim 4
wherein said monophenol grafting agent 1s selected from the
group consisting of 2-methoxy-4-allyl phenol; 2-allylphe-
nol; 2,5-diallylphenol; p-acetamidophenol; m-hydroxy-N-
methylacetanilide; p-hydroxymethylbenzoic acid phenyl
ester; hydroxybenzoic acid phenylesters; 3-hydroxy-2-naph-
thoic acid phenyl ester; a monoacrylate ester of a bisphenol;
a monoacrylate ester of a dihydroxybenzene; a monoacrylate
ester of a dihydroxynaphthalene; 4-hydroxystyrene; a
monoallyl ether of bisphenol AF; and a monovinyl ether of
bisphenol AF.

7. A graftable fluoroelastomer composition of claim 4
wherein said accelerator 1s selected from the group consist-
ing of quaternary ammonium salts, quaternary phosphonium
salts and ternary sulfonium salts.
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8. A graftable fluoroelastomer composition of claim 4
wherein said acid acceptor 1s selected from the group
consisting of metal oxides, metal hydroxides and a mixture
thereof.

9. A grafted fluoroelastomer made by a process compris-
ng:
a) mixing in the bulk 1) a polyhydroxy curable fluoroelas-
tomer gum, said fluoroelastomer being substantially
free of nucleophilic endgroups with 11) a monophenol
having a pendant group, 111) an accelerator and 1v) an

acid acceptor to form a graftable fluoroelastomer com-
position; and

b) heating said graitable composition at a temperature
between 80° C. and 250° C., thereby producing a
grafted fluoroelastomer having a plurality of pendant
groups bonded to carbon atoms on said grafted fluo-
roelastomer through monophenols, said grafted fluo-
roelastomer being substantially free of nucleophilic
endgroups and having a Mooney viscosity, ML(1+18)
at 135° C., of less than 160.

10. A grafted fluoroelastomer made by a process com-
prising: mixing in the bulk, at a temperature between 80° C.
and 250° C., 1) a polyhydroxy curable fluoroelastomer gum,
said fluoroelastomer being substantially free of nucleophilic
endgroups with 1) a monophenol having a pendant group,
111) an accelerator and 1v) an acid acceptor to form a gratted
fluoroelastomer having a plurality of pendant groups bonded
to carbon atoms on said graited fluoroelastomer through
monophenols, said grafted fluoroelastomer being substan-

tially free of nucleophilic endgroups and having a Mooney
viscosity, ML(1+18) at 135° C., of less than 160.

11. A grafted tluoroelastomer made by a process com-
prising;:

a) mixing in the bulk, at a temperature between 80° and
250° C., 1) a polyhydroxy curable fluoroelastomer gum,
said fluoroelastomer being substantially free of nucleo-
philic endgroups, with 11) an accelerator and 111) an acid
acceptor, 1n the absence of a grafting agent, to form an
unsaturated fluoroelastomer;

b) mixing 1) said unsaturated fluoroelastomer composition
with 11) a monophenol having a pendant group, 111) an
accelerator and 1v) an acid acceptor to form a graftable
composition; and

¢) heating said graftable composition at a temperature

between 80° C.-250° C., thereby producing a grafted

fluoroelastomer having a plurality of pendant groups
bonded to carbon atoms through monophenols, said

grafted fluoroelastomer being substantially free of
nucleophilic endgroups and having a Mooney viscosity,

ML(1+18) at 135° C., of less than 160.
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